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MULTILAYER COATING FOR PAPER BASED
SUBSTRATE

CROSS REFERENCE TO RELATED SUBJECT
MATTER

This application is a Divisional application of U.S. patent
application Ser. No. 12/998,309, filed Apr. 7, 2011, which is
a U.S. National Stage Application under 35 U.S.C. of PCT/
US2009/005474, filed Oct. 6, 2009, and published as WO
2010/042162 on Apr. 15, 2010, which claims the benefit of
U.S. Provisional Application Ser. No. 61/195,843, filed Oct.
10, 2008, the entire contents of which are incorporated herein
by reference.

FIELD OF DISCLOSURE

The present disclosure generally relates to coated paper or
paperboard, and particularly to coated paper or paperboard
having a multilayer coating for oil and grease resistance prop-
erties, oxygen barrier properties, and water vapor barrier
properties.

BACKGROUND

Fibrous substrates, such as paper and paperboard, are
widely used in packaging operations. However, paper and
paperboard can have very poor resistance to penetration by,
for example, water vapor, gases, oils, solvents, and greases.
To improve the resistance to penetration by such substances,
paper and paperboard have been coated with a variety of
materials. For many years, treatments with fluorochemicals,
either by surface treatment or as a wet end additive in the
paper making process, have been the dominant approach used
to achieve oil and grease resistance (OGR) properties. Recent
environmental concerns surrounding fluorochemicals, how-
ever, have prompted paper and paperboard manufacturers to
search for alternative approaches to coating compositions that
impart OGR properties to the coated paper.

Alternative approaches to impart OGR properties to coated
paper have included using agents such as latexes, gelatins,
starches, modified starches, and vegetable proteins. These
agents, however, have been used in expensively large
amounts in order to impart sufficient OGR properties. In
addition, the use of such large amounts of these agents can
result in treated paper and paperboard that is too stiff and/or
brittle for many uses. As such, the coating materials can cause
the coatings formed to fail when the coated paperboard or
paper is creased and/or folded.

One approach to address the stiffness and/or brittleness of
the coatings has been to incorporate high amounts of plasti-
cizers into the coatings. While high amounts of plasticizer can
help to increase the flexibility of the coatings, the high
amounts of plasticizer can also result in a loss of oxygen
barrier properties and a decrease in resistance to water vapor
penetration, making the paper coatings ineffective for their
intended purpose.

Accordingly, there is a continuing need for paper coatings
that provide flexible barrier coatings on fibrous substrates
having improved resistance to penetration by oil, grease, sol-
vent, oxygen, and water vapor.

SUMMARY

The present disclosure provides embodiments of a coated
paper or paperboard in which a base paper has been coated
with a multilayer coating, and a method of forming the coated
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paper or paperboard. For the various embodiments, the mul-
tilayer coating of the coated paper or paperboard includes
water vapor barrier layers that sandwich biopolymer barrier
layers. For the various embodiments, the structure of the
multilayer coating provides the coated paper or paperboard
with improved oil and grease resistance (OGR) properties,
oxygen barrier properties, and water vapor barrier properties.
Surprisingly, the multilayer coating on the coated paper or
paperboard also maintains its OGR properties even after the
application of mechanical stress through creasing and/or
folding of the coated paper or paperboard.

For the various embodiments, the coated paper or paper-
board includes a base paper with the multilayer coating hav-
ing a total dry coat weight of 10 grams per meter squared
(g/m?) or less over a first major surface. The multilayer coat-
ing is configured to have a first water vapor barrier layer, a
biopolymer barrier layer on the first water vapor barrier layer,
and a second water vapor barrier layer on the biopolymer
barrier layer. In addition, the biopolymer barrier layer has a
dry coat weight of 4 g/m? or less. Other layers can also be
included in the multilayer coating.

In additional embodiments, the multilayer coating can be
configured to have a first water vapor barrier layer, a first
biopolymer barrier layer on the first water vapor barrier layer,
a second biopolymer barrier layer on the first biopolymer
barrier layer, and a second water vapor barrier layer on the
second biopolymer barrier layer, where the first biopolymer
barrier layer and the second biopolymer barrier layer are
between the first water vapor barrier layer and the second
water vapor barrier layer. Also, each of the first biopolymer
barrier layer and the second biopolymer barrier layer have a
dry coat weight of 2 g/m? or less.

For the various embodiments, the biopolymer barrier layer
can include a biopolymer, a plasticizer, and a pigment. In
some embodiments, the amount of plasticizer can be kept
relatively low as compared to conventional coatings that
include high levels of plasticizer in order to increase the
flexibility of the coatings.

The various embodiments also include a method of form-
ing the coated paper or paper board of the present disclosure
that includes simultaneously applying a multilayer coating to
a first major surface of a base paper and drying the multilayer
coating on the first major surface of the base paper. The
multilayer coating includes: a first water vapor barrier layer
and a second water vapor barrier layer each formed from a
first coating composition that is formed with a latex. The
multilayer coating also includes at least one biopolymer bar-
rier layer formed from a second coating composition that
includes a biopolymer, about 2.5 to about 50 weight parts of
aplasticizer for every 100 dry weight parts of biopolymer, and
about 10 to about 100 weight parts of a pigment for every 100
dry weight parts of biopolymer. In addition, the biopolymer
barrier layer is positioned between the first and second barrier
layers.

The above summary of the present disclosure is not
intended to describe each disclosed embodiment or every
implementation of the present disclosure. The description
that follows more particularly exemplifies illustrative
embodiments. In several places throughout the application,
guidance is provided through lists of examples, which
examples can be used in various combinations. In each
instance, the recited list serves only as a representative group
and should not be interpreted as an exclusive list.

DEFINITIONS

[P LIY)

As used herein, “a,” “an,” “the,” “at least one,” and “‘one or
more” are used interchangeably. The terms “includes” and
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“comprises” and variations thereof do not have a limiting
meaning where these terms appear in the description and
claims. Thus, for example, a biopolymer barrier layer that
includes “a” biopolymer can be interpreted to mean that the
layer includes “one or more” biopolymers.

The term “and/or” means one, one or more, or all of the
listed elements.

Also herein, the recitations of numerical ranges by end-
points include all numbers subsumed within that range (e.g.,
about 1 to about 5 includes 1, 1.5, 2, 2.75, 3,3.80, 4, 5, etc.).

Asused herein, the term “dry” means a substantial absence
of liquids.

As used herein, the term “dry weight” refers to a weight of
a dry material. For example, the solids content of the clay can
be expressed as a dry weight, meaning that it is the weight of
clay remaining after essentially all volatile materials (e.g.,
water) have been removed.

As used herein, “room temperature” refers to an ambient
temperature of about 20° C. to about 25° C.

As used herein, the term “parts” refers to parts per 100
weight parts of a total dry weight of one or more solids of the
coating composition.

As used herein, an “aspect ratio” is a ratio of a longest
dimension along a first axis of an individual piece of a clay to
a shortest dimension along a second axis of the clay.

Asused herein, “paper” and “paperboard” refers to a paper
based substrate of an amalgamation of fibers that can include,
at least in part, vegetable, wood, and/or synthetic fibers. As
used herein, “fiberboard” refers to a material made by com-
pressing fibers (such as those discussed herein) into sheets
that are stiffer than either paper and/or paperboard. As appre-
ciated, other components can be included in the paper based
substrate of the paper and/or paperboard and/or the sheet of
the fiberboard. The paper, paperboard, and/or fiberboard, as
used herein, differ in their thickness, stiffness, strength, and/
or weight, but are intended to be modified by the embodi-
ments of the coating compositions and methods provided
herein to form the coated paper based substrate of the present
disclosure. For the present disclosure, the term “paper based
substrate” encompasses and is interchangeable with the terms
“paper,” “paperboard,” and “fiberboard” unless such a con-
struction is clearly not intended, as will be clear from the
context in which this term is used.

As used herein, “latex” refers to an aqueous suspension of
polymers, which can be natural polymers, synthetic poly-
mers, or combinations thereof.

As used herein, “biopolymer” refers to a polymeric sub-
stance derived from a biological source. As used herein,
“biopolymer” refers to a group consisting of a starch, a chi-
tosan, a polysaccharide, a protein, a gelatin, a biopolyesters
and modifications and mixtures thereof.

As used herein, the term “composition” or “coating com-
position” is interpreted to include true liquid solutions, as
well as colloidal dispersions, suspensions, emulsions, and
latexes as they are conventionally defined.

As used herein, “exfoliation” refers to a process of break-
ing up and separating layered fillers into individual layers of
the original particle.

As used herein, “mechanical stress” refers to creasing,
folding, bending, rolling, and pressing paper.

As used herein, “specific surface area” refers to the total
surface area per unit of mass, solid or bulk volume, or cross-
sectional area of a material.
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BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 illustrates one embodiment of a lab creasing device
used in forming crease coated base paper samples according
to the present disclosure.

DETAILED DESCRIPTION

Embodiments of the present disclosure provide for a
coated paperboard with a multilayer coating that provides the
paperboard with improved oil and grease resistance (OGR)
properties and oxygen barrier properties. The term “paper-
board” is used herein, however one skilled in the art will
appreciate that embodiments of the present disclosure can be
used with paper and/or paperboard. In addition, as discussed
herein, the multilayer coating provides the paperboard with
water vapor resistance as well as improved OGR properties
and oxygen barrier properties.

For the various embodiments, the multilayer coating of the
present disclosure includes a first water vapor barrier layer, a
biopolymer barrier layer, and a second water vapor barrier
layer. In various embodiments, the biopolymer barrier layer
can be formed of two or more separate layers.

For the various embodiments, the method for preparing the
coated paperboard includes providing the paperboard (i.e.,
base paper) having a first major surface and simultaneously
applying a multilayer coating to the first major surface of the
paperboard. As discussed herein, the multilayer coating
includes a first water vapor barrier layer and a second water
vapor barrier layer each formed from a first coating compo-
sition including a latex. The multilayer coating further
includes at least one biopolymer barrier layer formed from a
second coating composition that includes a biopolymer,
about 2.5 to about 50 weight parts of a plasticizer for every
100 dry weight parts of biopolymer, and about 10to about 100
weight parts of a pigment for every 100 dry weight parts of
biopolymer. For the various embodiments, the biopolymer
barrier layer is positioned between the first and second barrier
layers. For the various embodiments, once applied to the
paperboard, the multilayer coating is dried on the first major
surface of the paperboard.

The first and second coating compositions of the multilayer
coating can be applied to the paperboard to form a coating of
a desired thickness and/or dry coat weight of the first water
vapor barrier layer, the biopolymer barrier layer(s), and the
second water vapor barrier layer by using known paper or
paperboard coating techniques. Such techniques include, but
are not limited to, multilayer curtain coating methods for the
simultaneous coating of multiple layers as are described in
WO 2004/035929, US 2003/0188839, and US 2004/
0121080, which are incorporated herein in their entirety.

As discussed herein, the first and second water vapor bar-
rier layers can be provided on each side of the biopolymer
barrier layer. For example, the first water vapor barrier layer
can be disposed on the surface of the paperboard, the biopoly-
mer barrier layer can be disposed on the first water vapor
barrier layer, and then the second water vapor barrier layer
can be disposed on the biopolymer barrier layer. In other
words, the first and second water vapor barrier layers can
sandwich the biopolymer barrier layer. In addition, as dis-
cussed further herein, in various embodiments, the biopoly-
mer barrier layer can consist of more than one biopolymer
barrier layer.

The water vapor barrier layers formed from the first coating
composition of the present disclosure can provide water
vapor resistance to the paperboard and protect the biopolymer
barrier layer from water absorption. For the various embodi-
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ments, the dry coat weight for each water vapor barrier layer
can be in the range of 1 gram per square meter (g/m?) to 10
g/m?. For example, in some embodiments the dry coat weight
for each water vapor barrier layer can be 3 g/m? or less, so that
the first water vapor barrier layer and the second water vapor
barrier layer can have a combined dry coat weight of 6 g/m?
or less. In other embodiments, the dry coat weight for each
water vapor barrier layer can be 5 g/m or less. Other dry coat
weights are also possible. Furthermore, the first water vapor
barrier layer and the second water vapor barrier layer can have
different dry coat weights with respect to each other.

In various embodiments, the first coating composition of
the biopolymer barrier layer can be applied in one layer to
provide a total dry coat weight of 4 g/m? or less. In other
embodiments, the first coating composition of the biopoly-
mer barrier layer can be applied in at least two layers, for
example, a first biopolymer barrier layer and a second
biopolymer barrier layer. In the embodiments where the
biopolymer barrier layer is applied in two layers, the first
biopolymer barrier layer and the second biopolymer barrier
layer can each have a dry coat weight of 2 g/m® or less. In
other embodiments, the first biopolymer barrier layer and
second biopolymer barrier layer can each have a dry coat
weight of 1 g/m® or less. In an additional embodiment, the first
biopolymer barrier layer and second biopolymer barrier layer
can each have a dry coat weight of about 0.5 g/m® or less. In
addition, the biopolymer barrier layer can include the first and
second biopolymer barrier layers having different dry coat
weights. For example, the first biopolymer barrier layer can
have a dry coat weight of about 2 g/m? while the second
biopolymer barrier layer has a dry coat weight of about 0.5
g/m?. Other dry coat weight combinations are also possible.

As discussed above, the first and second coating composi-
tions of the multilayer coating of the present disclosure can be
applied on the paperboard to provide various thicknesses
and/or dry coat weights. Thus, for example, the multilayer
coating can have a total dry coat weight of 10 g/m> or less,
where the first water vapor barrier layer may be applied to
produce a dry coat weight of 3 g/m> or less, a first biopolymer
barrier layer can be applied to produce a dry coat weight of 2
g/m? or less, a second biopolymer barrier layer can be applied
to produce a dry coat weight of 2 g/m? or less, and a second
water vapor barrier layer can be applied to produce a dry coat
weight of 3 g/m? or less.

In an alternative embodiment, the first coating composition
can be applied to produce a first water vapor barrier layer
having a dry coat weight of 3 g/m? or less, the second coating
composition can be applied as a single layer to produce a
biopolymer barrier layer having a dry coat weight of 4 g/m? or
less, and the first coating composition can be applied to pro-
duce a second water vapor barrier layer having a dry coat
weight of 3 g/m? or less.

Unlike embodiments of the prior art, the multilayer coating
of the present disclosure includes a thin biopolymer barrier
layer that can provide OGR properties and oxygen barrier
properties, where the OGR properties can be retained after the
paperboard has been exposed to mechanical stress. For
example, as discussed more fully herein, the dried coating on
the paperboard can provide an OGR barrier that has a flat Kit
Rating Number of 12. As discussed herein, the Kit Rating
Number is a metric given to indicate how well a surface (such
as the surface of the dried coating of the coated paperboard)
resists penetration by a series of reagents of increasing
aggressiveness.

The multilayer coating of the present disclosure can also
provide an oxygen permeability of no more than 100 cubic
centimeters per meters squared (cm>/m?) a day at 23 degrees
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Celsius (° C.), 760 millimeters mercury (mmHg), and 50
percent relative humidity. These results are more fully dis-
cussed herein in the Examples section.

Additionally, a Hot Oil Circle Test can be used to illustrate
that the multilayer coating of the present disclosure can pre-
vent penetration of canola oil at 60° C. for 24 hours through
the multilayer coating and into the paperboard after exposing
the coated paperboard to mechanical stress. As discussed
herein, the Hot Qil Circle Test is a method to evaluate the
hot-oil resistance of paper coatings.

As discussed herein, the water vapor barrier layers (e.g.,
the first and second water vapor barrier layers) can surround
the biopolymer barrier layer and protect the biopolymer bar-
rier layer and the paperboard from water penetration. For the
various embodiments, the water vapor barrier layers can be
formed from alatex and an emulsifying agent. For the various
embodiments, the latex can be present in the water vapor
barrier layer in an amount ranging from about 30 percent to
about 100 percent of the total weight of the water vapor
barrier layer. For the various embodiments, the emulsifying
agent can be present in the water vapor barrier layer in a range
of'about 0.1 to about 2.5 weight parts based on every 100 dry
weight parts of latex.

For the various embodiments, latexes that provide for good
film formation without tackiness or stickiness are preferred.
Examples of such latexes for use in the first coating compo-
sition can be selected from a group consisting of styrene-
butadiene latexes, styrene-acrylate latexes, styrene-acrylic
latexes, styrene maleic anhydrides, styrene-butadiene acry-
lonitrile latexes, styrene-acrylate-vinyl acrylonitrile latexes,
vinyl acetate latexes, vinyl acetate-butyl acrylate latexes,
vinyl acetate-ethylene latexes, acrylic latexes, vinyl acetate-
acrylate latexes, acrylate copolymers, vinylidene-containing
latexes, vinylidene chloride/vinyl chloride containing latexes
and a mixtures thereof. Carboxylated versions of several of
the above latexes are also possible, where the latexes are
prepared by copolymerizing the monomers with a carboxylic
acid such as, for example, acrylic acid, methacrylic acid,
itaconic acid, maleic acid, fumaric acid etc. Other possible
latexes for use in the first coating composition can also
include those latexes described in U.S. Pat. Nos. 4,468,498
and 6,896,905, incorporated herein by reference.

In addition to the latexes mentioned above, the first coating
composition used to form the water vapor barrier layer can
include polysaccharides, proteins, polyvinyl pyrrolidone,
polyvinyl alcohol, polyvinyl acetate, cellulose and cellulose
derivatives, epoxyacrylates, polyester, polyesteracrylates,
polyurethanes, polyetheracrylates, oleoresins, nitrocellulose,
polyamide, vinyl copolymers, various forms of polyacrylates,
and copolymers of vinyl acetate, (meth)acrylic acid and vinyl
versatate. Further, the coating composition of the present
disclosure can further include at least one or more base poly-
mers selected from the group of thermoplastic resins includ-
ing homopolymers and copolymers (including elastomers) of
an alpha-olefin such as ethylene, propylene, 1-butene, 3-me-
thyl-1-butane, 4-methyl-1-pentene, 3-methyl-1-pentene,
1-heptene, 1-hexene, 1-octene, 1-decene, and 1-dodecene as
typically represented by polyethylene, polypropylene, poly-
1-butene, poly-3-methyl-1-butene, poly-3-methyl-1-pen-
tene, poly-4-methyl-1-pentene, ethylene-propylene copoly-
mer, ethylene-1-butane copolymer, and propylene-1-butene
copolymer; copolymers (including elastomers) of an alpha-
olefin with a conjugated or non-conjugated diene as typically
represented by ethylene-butadiene copolymer and ethylene-
ethylidene norbornene copolymer; and polyolefins (includ-
ing elastomers) such as copolymers of two or more I alpha-
olefins with a conjugated or non-conjugated diene as
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typically represented by ethylene-propylene-butadiene
copolymer, ethylene-propylene-dicyclopentadiene copoly-
mer, ethylene-propylene-1,5-hexadiene copolymer, and eth-
ylene-propylene ethylidene norbornene copolymer; ethyl-
ene-vinyl compound copolymers such as ethylene-vinyl
acetate copolymer, ethylene-vinyl alcohol copolymer, ethyl-
ene-vinyl chloride copolymer, ethylene acrylic acid or ethyl-
ene-(meth)acrylic acid copolymers, and ethylene-(meth)
acrylate copolymer; styrenic copolymers (including
elastomers) such as polystyrene, ABS, acrylonitrile-styrene
copolymer, ot-methylstyrene-styrene copolymer; and styrene
block copolymers (including elastomers) such as styrene-
butadiene copolymer and hydrate thereof, and styrene-iso-
prene-styrene triblock copolymer; polyvinyl compounds
such as polyvinyl chloride, polyvinylidene chloride, vinyl
chloride vinylidene chloride copolymer, polymethyl acrylate,
and polymethyl methacrylate; polyamides such as nylon 6,
nylon 6,6, and nylon 12; thermoplastic polyesters such as
polyethylene terephthalate and polybutylene terephthalate;
polycarbonate, polyphenylene oxide, and the like. These res-
ins may be used either alone or in combinations of two or
more. Additionally, olefin block copolymers, such as those
described in International Patent Application No. WO 2005/
090427 and U.S. patent application Ser. No. 11/376,835, may
also be used as a base polymer. As used herein, the term
“copolymer” refers to a polymer formed of two or more
comonomers.

In particular embodiments, polyolefins such as polypropy-
lene, polyethylene, copolymers thereof, and blends thereof,
as well as ethylene-propylene-diene terpolymers can be the
base polymer included in the coating composition. The coat-
ing composition can also include at least one or more stabi-
lizing agent and a fluid medium for forming the coating
composition.

For the various embodiments, the emulsifier included in
the first coating composition to form the water vapor barrier
layer can be an anionic emulsifier. Suitable anionic emulsifi-
ers include the alkyl aryl sulfonates, alkali metal alkyl sul-
fates, the sulfonated alkyl esters, and fatty acid soaps. Specific
examples include sodium dodecylbenzene sulfonate, sodium
butylnaphthalene sulfonate, sodium lauryl sulfate, disodium
dodecyl diphenyl ether disulfonate, N-octadecyl sulfosucci-
nate and dioctyl sodiumsulfosuccinate.

The emulsifier can also be nonionic. Suitable nonionic
emulsifiers include polyoxyethylene condensates. Exem-
plary polyoxyethylene condensates that can be used include
polyoxyethylene aliphatic ethers, such as polyoxyethylene
lauryl ether and polyoxyethylene oleyl ether; polyoxyethyl-
ene alkaryl ethers, such as polyoxyethylene nonylphenol
ether and polyoxyethylene octylphenol ether; polyoxyethyl-
ene esters of higher fatty acids, such as polyoxyethylene
laurate and polyoxyethylene oleate, as well as condensates of
ethylene oxide with resin acids and tall oil acids; polyoxyeth-
ylene amide and amine condensates such as N-polyoxyeth-
ylene lauramide, and N-lauryl-N-polyoxyethylene amine and
the like; and polyoxyethylene thio-ethers such as polyoxy-
ethylene n-dodecyl thio-ether.

Various protective colloids may also be used in place of
emulsifying or stabilizing agents in the first coating compo-
sition used to form the water vapor barrier layers. Suitable
colloids include casein, hydroxyethyl starch, carboxyxethyl
cellulose, carboxymethyl cellulose, hydroxyethylcellulose,
gum arabic, alginate, poly(vinyl alcohol), polyacrylates,
polymethacrylates, styrene-maleic anhydride copolymers,
polyvinylpyrrolidones, polyacrylamides, polyethers, and the
like, as known in the art of emulsion polymerization technol-
ogy. In general, when used, these colloids are used at levels of
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0.05 percent to 10 percent by weight based on the total weight
of the emulsion polymerization reactor contents.

The water vapor barrier layers can also include a pigment,
where each of the first water vapor barrier layer and the
second water vapor barrier layer can have about 0 to about
100 weight parts pigment for every 100 dry weight parts of
latex. For the various embodiments, the pigment used in the
water vapor barrier layer can be selected from a group con-
sisting of clay, calcined clay, an exfoliated natural layered
silicate, a partially exfoliated natural layered silicate, exfoli-
ated synthetic layered silicate, a partially exfoliated synthetic
layered silicate, ground calcium carbonate, precipitated cal-
cium carbonate, calcium sulphate, aluminium hydroxide, ara-
gonite, barium sulphate dolomite, magnesium hydroxide,
magnesium carbonate, magnesite titanium dioxide (e.g. rutile
and/or anatase), satin white, zinc oxide, silica, alumina trihy-
drate, mica, diatomaceous earth, aragonite, calcite, vaterite,
talc and mixtures thereof. Further, plastic pigments can be
present in the coating compositions. Examples of plastic pig-
ments are polystyrene latexes where the amount of polysty-
rene is about 70 percent to about 100 percent of the total
weight of the plastic pigment.

In some embodiments, the pigment used in the water vapor
barrier layers can be a clay. Inclusion of clay can serve to,
among other things, improve barrier properties, reduce block-
ing, and reduce the total cost of the coating composition for
the water vapor barrier layers. Possible effects from the addi-
tion of clay to the water vapor barrier layers include, but are
not limited to, a sealing effect on the surface of the water
vapor barrier layer, a reduction in the portion of permeable
material in the water vapor barrier layer, and/or increasing the
diffusion path for water vapor molecules, and thus delaying
their penetration through the water vapor barrier layer. Fur-
ther, the water vapor barrier layers can contain other addi-
tives, such as cross-linkers, waxes, dispersants, and/or plas-
ticizers to enhance the barrier properties, recyclability or
flexibility.

As discussed herein, the biopolymer barrier layer of the
multilayer coating can provide good OGR properties and
oxygen barrier properties. For the various embodiments, the
biopolymer barrier layer of the present disclosure can include
a biopolymer, a plasticizer, and a pigment, among other ele-
ments.

As discussed herein, since biopolymers can form brittle
coatings, coatings in the prior art have included high amounts
of plasticizer to increase the flexibility of the biopolymer
barrier layer. In contrast, the biopolymer barrier layer of the
present disclosure includes a relatively low amount of plasti-
cizer while still providing enough flexibility to the biopoly-
mer barrier layer to prevent cracking when the paperboard is
subjected to mechanical stresses.

For the various embodiments, the plasticizer can be present
in the biopolymer barrier layer in a range of from about 2.5 to
about 50 weight parts for every 100 dry weight parts of
biopolymer. For the various embodiments, the plasticizer
used in the biopolymer barrier layer of the present disclosure
can be an ethylene acrylic acid copolymer. Examples of suit-
able plasticizers include those with molecular weights that
range from about 50 to about 40,000.

For the various embodiments, the biopolymer can be
present in the biopolymer barrier layer in an amount from
about 50 percent to about 100 percent of the total weight of
the biopolymer barrier layer. For the various embodiments,
the biopolymer used in the biopolymer barrier layer of the
present disclosure can be a starch. Alternatively, the biopoly-
mer can be selected from a group including a starch, a modi-
fied starch, a chitosan, a polysaccharide, a protein, a gelatin,



US 9,200,409 B2

9

a biopolyester, and modifications and mixtures thereof. As
used herein, a modified starch includes those starches that
have been structurally and/or chemically modified to be dif-
ferent than the starch as is was structurally and/or chemically
before the modification.

In various embodiments, the pigment included in the
biopolymer barrier layer can be selected from a group con-
sisting of clay, calcined clay, an exfoliated natural layered
silicate, a partially exfoliated natural layered silicate, exfoli-
ated synthetic layered silicate, a partially exfoliated synthetic
layered silicate, ground calcium carbonate, precipitated cal-
cium carbonate, calcium sulphate, aluminium hydroxide, ara-
gonite, barium sulphate dolomite, magnesium hydroxide,
magnesium carbonate, magnesite titanium dioxide (e.g. rutile
and/or anatase), satin white, zinc oxide, silica, alumina trihy-
drate, mica, diatomaceous earth, aragonite, calcite, vaterite,
talc and mixtures thereof. Further, plastic pigments can be
present in the coating compositions. Examples of plastic pig-
ments are polystyrene latexes where the amount of polysty-
rene is about 70 percent to about 100 percent of the total
weight of the plastic pigment.

As discussed herein, in some embodiments, the pigment
used in the second coating composition of the biopolymer
barrier layer can be a clay. In such embodiments, the clay can
have an average particle size of 97 percent smaller than 2
micrometers (ltm), an aspect ratio of approximately 30, and a
specific surface area of about 20 m*/g. In some embodiments,
the aspect ratio can range from about 30 to about 50. In
addition, the clay can have a specific surface area of up to
about 330 m*/g. In an additional embodiment, the aspect ratio
of'the pigment can be greater than 30, while still having a size
small enough to provide a specific surface area of up to about
330 m%/g.

In some embodiments, the pigment can be present in the
biopolymer barrier layer in an amount of about 10 to about
100 weight parts for every 100 dry weight parts of biopoly-
mer.

In some embodiments, the first and second coating com-
positions can optionally include additional components (ei-
ther in suspension or dissolved therein) for enhancing and/or
producing a desired coating rheological property and/or fin-
ished coating property. Such additional components can
include, but are not limited to, binders, dispersing agents,
protective colloids, solvents for the colloids, sequestering
agents, thickeners, humectants, lubricants, surfactants, wet-
ting agents, crosslinkers, anti-foaming agents, and the like.

In addition, the surfactants, wetting agents, anti-foaming
agents, dispersing agents, and/or leveling agents optionally
included in the first and second coating compositions can be
anionic, cationic, and/or nonionic. As one skilled in the art
will appreciate, the amount and number of surfactants, wet-
ting agents, anti-foaming agents, dispersing agents, and/or
leveling agents added to the first and/or second coating com-
positions will depend on the particular compound(s) selected,
but should be limited to an amount that is necessary to achieve
wetting of the substrate while not compromising the perfor-
mance of the dried coating. For example, in some embodi-
ments, the surfactant amounts can be less than or equal to
about 10 percent by weight of the first coating composition or
the second coating composition.

The multilayer coating of the present disclosure may be
used as at least one coating on a coated paperboard. For
example, the multilayer coating of the present disclosure
could be used as the only coating on the paperboard. In an
additional embodiment, the multilayer coating of the present
disclosure could be used as one of a base coat, a top coat,
and/or one or more intermediate coatings between a base coat
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and a top coat of a coated paperboard. Therefore, the multi-
layer coating of the present disclosure may be incorporated
with other layers that can enhance and/or produce a desired
coating property.

As discussed herein, the multilayer structure of the present
disclosure can be used for paper and/or non-paper coating
applications that require barrier properties such as, for
example, a water barrier and/or a moisture barrier in food
packaging.

EXAMPLES

Various aspects of the present disclosure are illustrated, but
not limited, by the following examples. It is to be understood
that the particular examples, materials, amounts, and proce-
dures are to be interpreted broadly in accordance with the
scope of the disclosure as set forth herein. Unless otherwise
indicated, all parts and percentages are by weight and all
molecular weights are number average molecular weight.
Unless otherwise specified, all instruments and chemicals
used are commercially available as indicated herein. The
following materials are used in the examples.

Clay: Contour Xtreme Clay (Imerys Pigments for Paper),
having an average particle size of 97 percent <2 um and
an aspect ration of approximately 30, with a specific
surface area of 20 meters squared per gram (m?>/g).

Starch: Perlcoat 155 starch (Lyckeby Starkelsen Group,
Sweden Company).

Plasticizer: Tecseal E799-35 (Trueb Emulsions Chemie
AG, Switzerland). Latex DL 930 (The Dow Chemical
Company, Midland Mich., USA

Emulsifier: Emulsogen SF 8 (Clairant Chemical Com-
pany).

Paper Based Substrate: Coated natural kraft paper board
with higher flexibility with a thickness 0f 340 pm and a
PPS roughness of 3.5 um.

The oil used is Canola oil.

All measurements and procedures for the Examples are
conducted at room temperature of about 23 degrees Celsius (°
C.), unless indicated otherwise.

Coating Compositions and Coated Paper Based Substrates
Preparation of the Water Vapor Barrier Layer Coating Com-
position F1

The water vapor barrier layer coating composition is pre-
pared by combining 0.5 grams (g) dry weight of Emulsogen
SF 8 (about 50 percent solids) and 100 g dry weight of DL 930
latex (about 50 percent solids). This coating composition is
referred to in the following tables as F1.

Preparation of the Biopolymer Barrier Layer Coating Com-
position F2

The biopolymer barrier layer coating composition is pre-
pared by combining 100 g dry weight of Contour Xtreme
Clay (about 68.4 percent solids), 100 g dry weight of Perlcoat
155 starch (about 32.0 percent solids), and 2.5 g dry weight of
Tecseal E799-35 (about 35.0 percent solids). This coating
composition is referred to in the following tables as F2.
Preparation of the Biopolymer Barrier Layer Coating Com-
position F3

The biopolymer barrier layer coating composition is pre-
pared with 100 g dry weight of Perlcoat 155 starch (about
32.0 percent solids) and 2.5 g dry weight of Tecseal E799-35
(about 35.0 percent solids). This coating composition is
referred to in the following tables as F3.

Preparation of the Water Vapor Barrier Layer Coating Com-
position F4

The water vapor barrier layer coating composition is pre-
pared by combining 100 g dry weight of Contour Xtreme
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Clay (about 68.4 percent solids) 100 g dry weight of DL 930
latex (about 50 percent latex), and 0.50 g dry weight of
Emulsogen SF8 (about 50 percent solids). This coating com-
position is referred to in the following tables as F4.
Multilayer Curtain Coating Settings

For the following Examples the coating compositions are
coated onto the surface of coated natural kraft paper board
(the paper substrate) to form a “coated base paper.”” A labo-
ratory Multi Layer Curtain Coating (MLCC) station coater is
used for the coating, and adjustments are made to obtain the
desired dry coat weight for each sample. The laboratory
MLCC station coater has an 8 layer slide die, a speed of 100
to 2000 meters per minute (m/min), a width of 280 millime-
ters (mm), and infrared (IR) and airfoils for drying.
Preparation of Samples 1-7

Each Sample of the coated base paper consists of the paper
substrate, an under layer, two middle layers and a top layer or
coating. The under layer and top layer are formed using the
water vapor barrier layer coating composition F1, and the
middle layers are formed using the biopolymer barrier layer
composition F2. The under layer correlates to the first water
vapor barrier layer, the middle layer(s) correlate to the
biopolymer barrier layer (e.g. first and second biopolymer
barrier layer, or the single biopolymer barrier layer), and the
upper layer correlates to the second water vapor barrier layer.
In the examples, the coating compositions used to form the
layers remain constant and the dry coat weights of the various
layers change. The Samples are coated with the laboratory
MLCC station coater.

Sample 1

TABLE 1

Sample 1 with biopolymer barrier layers of 3

g/m? each and water vapor barrier layers of 5 g/m?

Composition

F1 F2 F2 F1
Name of Sample

Sample 1

Layers Under Layer Middle Layer ~ Middle Layer Top Layer

Contour 100 g 100 g

Xtreme Clay
Perlcoat 155

100 g 100 g

starch
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Sample 2

TABLE 2

Sample 2 with biopolymer barrier layers of 3 g/m? and

Tecseal
E799-35
DL930
Emulsogen
SF8

Dry coat
weight
(g/m?)

25¢g 25¢g

100 g
05g

100 g

0.5
& 60

65

a variation of the water vapor barrier layers with the under layer
at 5 g/m” and the top layer at 10 g/m?
Composition
F1 F2 F2 F1
Name of Sample
Sample 2
Layers Under Layer Middle Layer  Middle Layer Top Layer
Contour 100 g 100 g
Xtreme Clay
Perlcoat 155 100 g 100 g
starch
Tecseal 25g 25¢g
E799-35
DL930 100 g 100 g
Emulsogen 05g 05g
SF8
Dry coat 5 3 3 10
weight
(g/m*)
Sample 3
TABLE 3
Sample 3 with biopolymer barrier layers of 2
o/m” each and water vapor barrier layers of 3 ¢/m?
Composition
F1 F2 F2 F1
Name of Sample
Sample 3
Layers Under Layer Middle Layer  Middle Layer Top Layer
Contour 100 g 100 g
Xtreme Clay
Perlcoat 155 100 g 100 g
starch
Tecseal 25g 25¢g
E799-35
DL930 100 g 100 g
Emulsogen 05g 05g
SF8
Dry coat 3 2 2 3
weight
(g/m*)
Sample 4
TABLE 4
Sample 4 with biopolymer barrier layers of 3 g/m? and
a variation of the water vapor barrier layers with the under layer
at 10 g/m? and the top layer at 5 g/m?
Composition
F1 F2 F2 F1
Name of Sample
Sample 4
Layers Under Layer Middle Layer  Middle Layer Top Layer
Contour 100 g 100 g
Xtreme Clay
Perlcoat 155 100 g 100 g

starch
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Sample 4 with biopolymer barrier layers of 3 g/m? and
a variation of the water vapor barrier layers with the under layer
at 10 g/m? and the top layer at 5 g/m?

14
Sample 7

TABLE 7

5 Sample 7 with biopolymer barrier layers at 10
Composition g/m? each and water vapor barrier layers at 3 g/m’ each
F1 2 F2 F1 Composition
Name of Sample
Sample 4
10 F1 F2 F2 Fl
Layers Under Layer Middle Layer ~ Middle Layer Top Layer Name of Sample
Sample 7
Tecseal 25g 25¢g
E799-35
DLO30 100 g 100 g Layers Under Layer Middle Layer  Middle Layer Top Layer
Emulsogen 05g 05g 15
SF8 Contour 100 g 100 g
Dry ilc;at 10 3 3 5 Xtreme Clay
f;fz) Perlcoat 155 100g 100g
starch
20 Tecseal 25g 25¢g
Sample 5 E799-35
DL930 100 g 100 g
TABLE 5 Emulsogen 05g 05g
. . . SF8
Sample 5 with biopolymer barrier layers of 3
o/m? each and water vapor barrier layers of 3 ¢/m” each 25 Dry coat 10 3 3 10
weight
Composition (g/m?)
F1 52 52 F1
Name of Sample
Sample 5 30 Samples 8-15
Layers Under Layer  Middle Layer  Middle Layer Top Layer To fprther analyze the effects of the location of the clay, the
following Samples are prepared. Each Sample of the coated
Contour 100g 100 g base paper consists of a paper substrate, an under layer, one or
Xtreme Clay . . .
Perleoat 155 1008 100 two middle layers, and a top layer of formed with the coating
starch 35 compositions to form the coated base papers. The under layer
Tecseal 25¢ 25¢ and top layer are formed with the water vapor barrier layer
E799-35 . . . .
DLO30 100 g 100g coating compositions F1 or F4, discussed above. The middle
Emulsogen 05¢g 05g layer(s) is formed with the biopolymer barrier layer coating
SF8 composition F2 or F3, from above. In the examples, the layers
ngﬁat 3 3 3 3 40 formed with the coating compositions remain constant and
(g/m?) the dry coat weights of the various layers change. The
Samples are coated with the laboratory MLLCC station coater
Sample 6 as discussed herein.
45 Sample 8
TABLE 6
TABLE 8
Sample 6 with biopolymer barrier layers of 5
o/m” and water vapor barrier layers at 5 g/m” each Sample 8 with two water vapor barrier layers at 6 g/m> each
Composition 50 Composition
F1 52 52 F1 F1 F1
Name of Sample Name of Sample
Sample 6 Sample 8
Layers Under Layer Middle Layer ~ Middle Layer Top Layer 55 Layers Under Layer Top Layer
Contour 100 g 100 g Contour
Xtreme Clay Xtreme Clay
Perlcoat 155 100 g 100 g Perlcoat 155
starch starch
Tecseal 25g 25¢g 60 Tecseal
E799-35 E799-35
DL930 100 g 100 g DL930 100 g 100 g
Emulsogen 05g 05g Emulsogen 05g 05g
SF8 SF8
Dry coat 5 5 5 5 Dry coat 6 6
weight weight
(g/m?) 65 (g/m?)
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Sample 9 TABLE 11-continued
TABLE 9 Sample 11 with biopolymer barrier layers at 2
g/m? each and water vapor barrier layers at 5 g/m? each
Sample 9 with one biopolymer barrier layer at 4 5
g/m? and a water vapor barrier layers at 3 g/m> .
Composition
Composition
F1 F2 F2 F1
F1 F2 F1 Name of Sample
Name of Sample 10 Sample 11
Sample 9
Layers Under Layer Middle Layer Top Layer Layers Under Layer Middle Layer  Middle Layer Top Layer
Contour 100 g Emulsogen 0.5 0.5
Xtreme Clay SF8
Perlcoat 155 100 g 15 Dry coat 5 5 5 5
starch .
Tecseal 25g weight
E799-35 (gm?)
DL930 100 g 100 g
Emulsogen 05g 05g
SF8
20
Dry coat 3 4 3 Sample 12
weight
2
(g/m?) TABLE 12
Sample 12 with biopolymer barrier layers at 2
Sample 10 25 o/m” each and water vapor barrier layers at 3 g/m” each
Composition
TABLE 10
F1 F3 F3 F1
Sample 10 with biopolymer barrier layers at 2 Name of Sample
g/m? each and water vapor barrier layers at 3 g/m> 30 Sample 12
Composition Layers Under Layer Middle Layer  Middle Layer Top Layer
F1 F2 F2 F1 Contour
Name of Sample Xtreme Clay
Sample 10 Perlcoat 155 100 g 100 g
35 starch
Layers Under Layer Middle Layer ~ Middle Layer Top Layer Tecseal 25g 25g
E799-35
Contour 100 g 100 g DLI30 100 g 100 g
Xtreme Clay Emulsogen 05g 05¢g
Perlcoat 155 100 g 100 g SF8
starch 40 Dry coat 3 2 2 3
Tecseal 25g 25¢g weight
E799-35 (g/m®)
DL930 100 g 100 g
Emulsogen 05g 05g
SF8
Dry coat 3 2 2 3 Sample 13
weight 43
2
(g/m”) TABLE 13
Sample 13 with biopolymer barrier layers at 6 g/m> each.
Sample 11
50 Composition
TABLE 11 4 -
. ) Name of Sample
Sample 11 with biopolymer barrier layers at 2 Sample 13
o/m” each and water vapor barrier layers at 5 g/m” each
- Layers Under Layer Top Layer
Composition 55
Contour 100 g
F1 F2 F2 F1 Xtreme Clay
Name of Sample Perlcoat 155
Sample 11 starch
Tecseal
Layers Under Layer Middle Layer ~ Middle Layer Top Layer 60 E799-35
DL930 100 g 100 g
Contour 100g 100 g Emulsogen 05g 05g
Xtreme Clay SF8
Perlcoat 155 100g 100 g Dry coat 6 6
;Ea.rch 1 ,s 55 weight
ecseal D g 28 'm?
E799-35 65 @)
DL930 100 g 100 g
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Sample 14

TABLE 14

Sample 14 with biopolymer barrier layers at 2 g/m? each and water vapor
barrier layers at 3 g/m? each, but using F4 as the under layer.

Composition
F4 F3 F3 F1
Name of Sample
Sample 14
Layers Under Layer Middle Layer ~ Middle Layer Top Layer
Contour 100 g
Xtreme Clay
Perlcoat 155 100 g 100 g
starch
Tecseal 25g 25¢g
E799-35
DL930 100 g 100 g
Emulsogen 05g 05g
SF8
Dry coat 3 2 2 3
weight
(¢/m?)
Sample 15
TABLE 15
Sample 15 with water vapor barrier layer and
biopolymer barrier lavers at 6 g/m? each.
Composition
F4 F3
Name of Sample
Sample 15
Layers Under Layer Top Layer
Contour 100 g
Xtreme Clay
Perlcoat 155 100 g
starch
Tecseal 25¢g
E799-35
DL930 100 g
Emulsogen 05g
SF8
Dry coat 6 6
weight
(g/m’)
Flat Kit Test

Grease and oil kit testing liquids are made according to
formulas shown in Table 16. Castor oil (USP Grade
99-100%), toluene (ACS Grade, 99.5% min. by gas chroma-
tography), heptane (Reagent grade, 99.9% min. with 99.0%

n-heptane) are purchased from VWR International.
TABLE 16
Composition of Kit Test Liquids
Kit#
1 2 3 4 5 6 7 8 9 10 11 12
Castor Oil 100 90 8 70 60 50 40 30 20 10 O O
Eligo)luene 0 5 10 15 20 25 30 35 40 45 50 45

(&

10

15

20

25

30

35

40

45

50

55

60

65
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TABLE 16-continued

Composition of Kit Test Liquid:

Kit #

1 2 3 4 5 6 7 8 9 10 11 12

Heptane 0 5 10 15 20 25 30 35 40 45 50 55

(&

The oil and grease resistance “Kit Test” is performed on the
samples of the Samples 8-14 according to TAPPI UM 557
“Repellency of Paper and Board to Grease, Oil, and Waxes
(Kit Test).” The Kit Test is a procedure for testing the degree
ofrepellency of paper or paperboard having a coating, such as
the coated base paper of the present disclosure.

The Kit Test is conducted as follows. Obtain five represen-
tative samples (5.08 cmx5.08 cm) of each of the coated base
papers. Deposit one drop of the Kit Rating Number test
reagent onto a flat surface of the coated base paper having the
coating composition of the present disclosure from a height of
2.54 cm. After 15 seconds, wipe away the excess Kit Rating
Number test reagent with a clean tissue or cotton swatch.
Immediately examine the surface of the coated base paper.

The coated base paper is assigned a failure if the test
surface shows a pronounced darkening as compared to an
untested coated base paper. If, however, the coated base paper
passes, repeat the above described test with a new sample of
coated base paper with the next higher Kit Rating Number test
reagent until a failure Kit Rating Number test reagent is
found. The average of the five highest passing Kit Rating
Number test reagent rounded to the nearest 0.5 is reported as
the flat Kit Rating Number for the coating composition on the
coated base paper. Test results are shown in Table 17 below.

TABLE 17

Flat Kit Rating Test Results

Sample Flat Kit Rating Number
Sample 8 5
Sample 9 12
Sample 10 12
Sample 11 12
Sample 12 12
Sample 13 5
Sample 14 12
Hot Oil Circle Test

The Hot Oil Circle Test is developed by The Dow Chemical
Company to evaluate the hot-oil resistance of coating com-
positions. The oil and grease resistance of the coated base
paper is tested on a mechanically stressed samples of the
coated base paper. The hot oil resistance test is conducted at
60° C. in order to accelerate the oil penetration rate into the
coated base paper. The testing procedure is as follows.

Collect samples of the coated base paper (8 cmx8 cm). A
minimum of two samples per test is required. A creasing
procedure is used to form a crease in the coated paper, which
forms the mechanically stressed samples of the coated base
paper. The creasing procedure is performed with a lab creas-
ing device (Marbach Werkzeugbau). FIG. 1 illustrates por-
tions ofthe lab creasing device 100 used in forming the crease
coated base paper samples of the present test. The crease
height (H,) formed with the lab creasing device 100 is calcu-
lated using the following formula.

= *
H, a =H, cutter_H bar™S
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where

H, represents the height of the creaser 104;

H_,,..... represents the height of the cutter 106;

H,,, represents the height of the counterplate 108 under the

creaser 104; and

s* represents the thickness of the coated base paper in its

mechanically stressed state.
(Information from “Praktikumsversuch Nr. 2: Stanzen,
Rillen, and Falten von Faltschachtel Karton” Prof. Hofer of
Univerisity of Applied Science, Munich.)

The lab creasing device 100 hasan H_,,,.,. equal to 23.8 mm
and an H,,, equal to 0.1 mm. The value of s* is equal
to (s)(1-p), where s is the thickness of the coated base paper
sample having a value of approximately 0.37 mm, and p is a
compression value for the coated base paper sample 102. The
value for p depends on the compressibility of the coated base
paper sample 102, where to avoid destruction of the sample
102 in the lab creasing device 100 a value of p=0.1 is chosen.
For the present examples, the height of the creaser 104 is
calculated to be 23.35 mm.

In order to effectively crease the coated paper samples, a
crease height is used to calculate which creasing dressing can
beused to crease the coated paper samples without cutting the
samples. In addition, the calculation of a counterplate is nec-
essary to avoid cutting the sample and to produce defined
creases that are reproducible. For the choice of the creasing
dressing, the effective width of the depression, b,,and depres-
sion in the counterplate, t,, are determined. As guide values
for by, and t,, the following can be assumed:

by=1.5%s+b;, Machine direction of the paper (MD):

by=1.5%s+b,+0.1 m Cross direction of the paper (CD):

where
s is the thickness of the coated based paper; and
b, is the width of the creaser 104, which has a value of 0.7
mm.

Once the MD b,,, and CD b, are calculated, the two can be
used to select the appropriate creasing dressing, Nr. Using
Table 18 below, the Nr is chosen where the b,, value is equal
to b,,. For example, if'b,, is equal to 1.2, an Nr equal to 1 is
used, if' b, is equal to 1.3, an Nr equal to 3 is used. In addition,
by using Table 18 to determine the Nr to use from the b,,, the
ty 1s also provided. With this method, creasing is defined and
gives reproducible results.

TABLE 18
Available creasing dressings

Nr ty (mm) by (mm) bas (mm) ba (mm) bas (mm)
1 0.40 1.10 1.20 1.30 1.40
2 0.40 1.40 1.50 1.60 1.70
3 0.45 1.20 1.30 1.40 1.50
4 0.50 1.30 1.40 1.50 1.60
5 0.50 1.50 1.60 1.70 1.80
6 0.55 1.50 1.60 1.70 1.80
7 0.60 1.40 1.50 1.60 1.70
8 0.60 1.90 2.00 2.10 2.20

In this case the calculated effective width and height of the
creasing dressing is: s, or t,, is equal to 0.37 mm, b, ,is equal
10 0.7, b, (CD) is equal to 1.348 mm, and b,, (MD) is equal to
1.248 mm. Due to the sample thickness of 0.37 mm, Nr equal
to 1 or 2 are the only options. However, the average b,, value
is equal to 1.298, using the average of b,, (CD) and b,, (MD),
therefore since Nr equal to 1 includes a by, value closest to
1.298, the Nr is equal to 1.
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Once the coated base paper samples have been creased, the
creased base paper samples are folded, unfolded, and taped
(e.g., ina flat state) onto Plexiglas® with the coated side of the
coated base paper facing up. A circle template is used to draw
a 6.0 cm diameter circle around the middle of the creased
coated base paper samples. A hot glue gun is then used to
deposit a bead of glue along the circle to create a “glue dam.”
The glue dam is allowed to cool and harden for a minimum of
15 minutes at room temperature.

Pre-heated canola oil is removed from an oven at 60° C.,
and 1 ml is applied to the initially creased and folded coated
base paper in the area defined by the glue dam. It is necessary
that the oil spreads to cover the entire circle. A picture is taken
of the oil-covered sample to help with interpretation of
results. The oil-covered sample is then placed into the oven at
60° C. After a scheduled time interval (here, after 11 hours),
the samples of the creased coated base paper are removed
from the oven and placed on a lab bench to cool to room
temperature. Pictures of the creased coated base paper
samples are taken with and without oil. The results for some
of'the Samples are shown in Tables 19 and 20.

TABLE 19

Sample Oil and Grease Penetration Data for
Creased Coated Base Paper Samples 1-6

Oil Penetration No Oil Penetration ~ Number of Tests
Sample 1 7 1 8
Sample 2 8 8
Sample 3 8 8
Sample 4 5 5
Sample 5 4 4 ]
Sample 6 8 8
Total Samples 45

Samples 1-6 show that only 13 of the 45 creased samples
show no penetration of hot oil after 24 hours. Only the mul-
tilayer structure with the lowest total dry coat weight (Sample
3 creased) passed the test by 100 percent. Below is the statis-
tical information for Samples 1-6.

TABLE 20

Statistical Data for Sample Oil & Grease Penetration
Data For Creased Coated Base Paper Samples

Standard ~ Confidence  Confidence

deviation interval for p Interval for &
Name n Mean () ®) (95%) (98%)
Sample 1 8 7.875 0.365 7.57 818 0.28 0.87
Sample 2 8 8 0 8 0
Sample 3 8 7 0 7 0
Sample 4 5 8 0 8 0
Sample 5 8 7.5 0.535 7.05 795 041 127
Sample 6 8 8 0 8 0

The above described Hot Oil Circle test is also performed
on Samples 8-15. The results are shown in Tables 21 and 22.

TABLE 21

Sample Oil and Grease Penetration Data for
Creased Coated Base Paper Samples 8-15

Oil Penetration No Oil Penetration ~ Number of Tests
Sample 8 16 16
Sample 9 3 13 16
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TABLE 21-continued

22
TABLE 23-continued

Sample Oil and Grease Penetration Data for
Creased Coated Base Paper Samples 8-15

Results of Oxygen Transmission Measurement
of Samples of Main Trial

Oil Penetration  No Oil Penetration ~ Number of Tests
Sample 10 16 16
Sample 11 4 12 16
Sample 15 12 12
Sample 12 3 13 16
Sample 13 11 1 12
Sample 14 15 1 15
Uncoated 8 8
Total Samples 127

Samples 8-15 show that 56 of the 127 samples pass the oil
and grease test without penetration. The samples with good
oil and grease resistance after creasing are Samples 10, 12,
and 11. Below is the statistical information for the tests
(Samples 8-15).

TABLE 22

Main Trial Test Statistical information

Standard Confidence Confidence
Mean deviation interval forp  Interval for &
Name n (w ®) (95%)* (98%)
Sample 8 16 8 0 8 0
Sample 9 16 7.19 0.40 698 74 0.28 0.68
Sample 10 16 7 0 7 0
Sample 11 16 7.25 0.45 7.01 749 032 076
Sample 15 12 8 0 8 0
Sample 12 16 7.19 0.40 698 74 0.28 0.68
Sample 13 12 792 0.29 774 810 017 0.55
Sample 14 16 7.93 0.26 779 807 020 044
Uncoated board 8 8 0 8 0

*Assumption: Normal distribution of OGR, independent samples

Oxygen Transmission Rate Testing

The oxygen transmission rate measurement is performed
on Samples 8-14. The oxygen permeability is measured using
a measuring apparatus (Model OX-TRAN Model 2/21,
manufactured by Mocon, Inc.) at a temperature of 23° C. and
a relative humidity (RH) of 50 percent. Within this instru-
ment, each measurement unit is composed of two cells, which
are separated by the sample. In one cell carrier gas (nitrogen)
is routed, where the other cell is flushed with a test gas
(oxygen). Both gases have a defined temperature and RH.
After the measurement is started, oxygen is allowed to enter
the Coulox sensor. This sensor, when exposed to oxygen,
generates an electrical current which is proportional to the
amount of oxygen entered. The results for the oxygen trans-
mission test are presented in Table 23.

TABLE 23

Results of Oxygen Transmission Measurement
of Samples of Main Trial

Standard
deviation

Transmission
Rate

Number of
repetitions of

Sample dependent pairs [cc/(m? * day)] [cc/(m? * day)]

Sample 8 1 Measurement —
failed, >200

Sample 8 1 2 Measurement —
failed, >1000

Sample 9 2 23 1

Sample 10 2 40 2

Sample 11 2 34 0
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Standard
deviation

Transmission
Rate

Number of
repetitions of

Sample dependent pairs [cc/(m? * day)] [cc/(m? * day)]

Sample 12 2 68 7

Sample 13 1 Measurement —
failed, >200

Sample 14 1 Measurement —
failed, >200

Sample 14 } 2 672 243

4 Measurement was done with a lower oxygen concentration.

The data provided in Table 23 illustrates that the multilayer
coatings of Samples 8, 13, and 14 are not effective as oxygen
barrier layers as compared with the multilayer coatings of
Samples 9-12. In comparing the multilayer coating of Sample
14 to the multilayer coatings of Samples 10 and 12, the
biopolymer layers that included both starch and clay
(Samples 10 and 12) have superior oxygen barrier properties,
indicating that the presence of clay improves the oxygen
barrier properties of the multilayer coating. In addition, the
multilayer coating of Samples 8-15 have good flexibility as
shown by their performance in the Hot Oil Circle test dis-
cussed above.

What is claimed:

1. A coated paper or paperboard, comprising:

a base paper having a first major surface;

a multilayer coating over the first major surface, where the
multilayer coating has a total dry coat weight of 10 g/m?*
or less and includes:

a first water vapor barrier layer formed with a synthetic
latex;

a biopolymer barrier layer on the first water vapor barrier
layer, where the biopolymer barrier layer includes a first
biopolymer barrier layer on the first vapor water barrier
layer and a second biopolymer barrier layer on the first
biopolymer barrier layer so that the first biopolymer
barrier layer and the second biopolymer barrier layer are
between the first barrier layer and the second barrier
layer, and wherein each of the first biopolymer barrier
layer and the second biopolymer barrier layer have a dry
coat weight of 2 g/m? or less, and wherein the biopoly-
mer barrier layer includes a biopolymer and 2.5 to about
50 weight parts of a plasticizer for every 100 dry weight
parts of the biopolymer;

a second water vapor barrier layer on the biopolymer bar-
rier layer, where the second water vapor barrier layer is
formed with a latex, wherein the biopolymer barrier
layer is positioned between the first water vapor barrier
layer and the second water vapor barrier layer to protect
the biopolymer barrier layer from water absorption; and

where the coated paper or paper board has a Kit Rating
Number of at least 12 and prevents penetration of canola
oil at 60° C. for 24 hours through the multilayer coating
and the base paper after creasing and folding.

2. The coated paper or paperboard of claim 1, where the

plasticizer is an ethylene-acrylic acid copolymer.

3. The coated paper or paper board of claim 1, where the
first water vapor barrier layer and the second water vapor
barrier layer has a combined dry coat weight of 6 g/m? or less
and each of the first water vapor barrier layer and the second
water vapor barrier layer is formed with a coating composi-
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tion that consists of the latex, an emulsifier and about 0 to
about 100 weight parts pigment for every 100 dry weight
parts of latex.

4. The coated paper or paper board of claim 1, where the
coated paper or paper board has an oxygen permeability of
not higher than 100 cm>/(m>*24 hours) at 23° C., 760 mmHg,
and 50% relative humidity.

5. The coated paper or paperboard of claim 1, where the
synthetic latex of the first water vapor barrier layer is selected
from a group including styrene-butadiene latexes, styrene-
acrylate latexes, styrene-acrylic latexes, styrene maleic anhy-
drides, styrene-butadiene acrylonitrile latexes, styrene-acry-
late-vinyl acrylonitrile latexes, vinyl acetate latexes, vinyl
acetate-butyl acrylate latexes, vinyl acetate-ethylene latexes,
acrylic latexes, vinyl acetate-acrylate latexes, acrylate
copolymers, vinylidene-containing latexes, vinylidene chlo-
ride latexes, vinyl chloride containing latexes, and a mixtures
thereof.

6. The coated paper or paperboard of claim 1, where the
second water vapor barrier layer is formed with a synthetic
latex.

7. The coated paper or paperboard of claim 1, where the
biopolymer barrier layer includes

about 10 to about 100 weight parts of a pigment for every
100 dry weight parts of biopolymer.

8. The coated paper or paperboard of claim 7, where the
biopolymer is selected from the group consisting of a starch,
a modified starch, a chitosan, a polysaccharide, a protein, a
gelatin, a bio-polyesters and modifications and mixtures
thereof.

9. The coated paper or paperboard of claim 7, where the
pigment is a selected from the group consisting of a clay, an
exfoliated natural layered silicate, a partially exfoliated natu-
ral layered silicate, an exfoliated synthetic layered silicate, a
partially exfoliated synthetic layered silicate, calcium car-
bonates, talc and mixtures thereof.

10. A method of forming a coated paper or paper board,
comprising:

applying a multilayer coating to a first major surface of a
base paper, where the multilayer coating has a total dry
coat weight of 10 g/m> or less and includes:

a first water vapor barrier layer formed with a synthetic
latex;

a biopolymer barrier layer on the first water vapor barrier
layer, where the biopolymer barrier layer includes a first
biopolymer barrier layer on the first vapor water barrier
layer and a second biopolymer barrier layer on the first
biopolymer barrier layer so that the first biopolymer
barrier layer and the second biopolymer barrier layer are
between the first barrier layer and the second barrier
layer, and wherein each of the first biopolymer barrier
layer and the second biopolymer barrier layer have a dry
coat weight of 2 g/m? or less, and wherein the biopoly-
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mer barrier layer includes a biopolymer and 2.5 to about
50 weight parts of a plasticizer for every 100 dry weight
parts of the biopolymer;

a second water vapor barrier layer on the biopolymer bar-
rier layer, where the second water vapor barrier layer is
formed with a latex, wherein the biopolymer barrier
layer is positioned between the first water vapor barrier
layer and the second water vapor barrier layer to protect
the biopolymer barrier layer from water absorption; and

drying the multilayer coating on the first major surface of
the base paper, where the coated paper or paper board
has a Kit Rating Number of at least 12 and prevents
penetration of canola oil at 60° C. for 24 hours through
the multilayer coating and the base paper after creasing
and folding.

11. The method of claim 10, where applying a multilayer
coating includes applying each of the first and second water
vapor barrier layers to form the first barrier layer having a coat
weigh of 3 g/m? or less, and to form the second water vapor
barrier layer having a coat weigh of 3 g/m? or less, where each
of the first water vapor barrier layer and the second water
vapor barrier layer is formed with a coating composition that
consists of the latex, an emulsifier and about 0 to about 100
weight parts pigment for every 100 dry weight parts of latex.

12. The method of claim 10, where each of the at least one
biopolymer barrier layer is formed from a second coating
composition that includes:

about 10 to about 100 weight parts of a pigment for every
100 dry weight parts of biopolymer.

13. The method of claim 10, where applying the multilayer
coating to the first major surface of the base paper includes
simultaneously applying the multilayer coating to the first
major surface of the base paper.

14. A coated paper or paperboard formed by the method of
claim 10.

15. The method of claim 10, where applying a multilayer
coating includes applying the first and second water vapor
barrier layers and at least one biopolymer barrier layer to form
the multilayer coating having a total dry coat weight of 10
g/m? or less.

16. The method of claim 15, where applying a multilayer
coating includes applying at least one biopolymer barrier
layer to form a biopolymer barrier layer having a total dry
coat weigh of 4 g/m? or less.

17. The method of claim 10, where applying the multilayer
coating includes applying a first biopolymer barrier layer on
a first water barrier layer, and a second biopolymer barrier
layer on the first biopolymer barrier layer so that the first
biopolymer barrier layer and the second biopolymer barrier
layer are between the first barrier layer and the second barrier
layer.

18. The method of claim 17, where each of the first
biopolymer barrier layer and the second biopolymer barrier
layer have a dry coat weight of 2 g/m? or less.

#* #* #* #* #*



